The compounds with composition NPCl(NSOF)2(C5H 5N)OH (1) and NPC1(NS0 C1)2 (CsH5N)OH (2) are prepared by reaction of cis-NPCl2(NSOX)2 (X = F, Cl) with pyridine in ether. The pyridinium derivatives are colourless crystalline solids. Tentative struc ture assignments are given based on NMR data.
By treating (NPCl2)3 in pyridine solution with ethanol the hexakisethoxy derivative can be pre pared2. In this reaction triazaphosphorine pyridinium salts are supposed to play an important role as transition states during the substitution3-4. The ion N3P3PI15C5H5N+ has been postulated for the pyridine-catalyzed hydrolysis of N3P3CIPI15 5.
In our investigations on ethoxy derivatives of cis-NPC12 (NS0 F )2 we observed an analogous salt with composition NP(OEt)(NSOF)2 (C5H5N)OH «. This prompted us to investigate the reaction between cis-NPCl2(NSOX)2 (X = F, Cl) 7'8 and pyridine in more detail. In this communication we report the preparation and characterization of two pyridinium derivatives, derived from these ring compounds.
Spectra and Structure
Although the IR spectra of 1 and 2 (Experimental Part) are quite complex, some common features can be recognized. In the region 400-850 cm-1 analogous strong absorptions are found, viz. As may be seen from Table I The bonding state of the pyridine ring in the compounds 1 and 2 is reflected by the 13C NMR data ( Table I I ) . Just as in the CsHsNH+'ion the chemical shifts öc in 1 and 2 show analogous displacements relative to pyridine, viz. dc(3 ,5) and <5c(4) to lower field, < 5c(2 ,6) to higher field. Moreover, the value of J c(2 ,6)-h(2,6> becomes much larger. We conclude that in the pyridine derivatives the pyridine system has a positive charge. This conclu sion is confirmed by a comparison of the !H NMR data ( Table I I 
Reaction of cis-N PC h(N SO F)% with pyridine
At room temperature C5H5N (0.59 g = 7.46 mmoles) was added to a stirred solution of as-NPCl(NSOF)2 (1.00 g = 3.60 mmoles) in 25 ml of dry diethylether. After a few minutes a wT hite precipitate was formed. The mixture was stirred during twenty hours and then evaporated to dryness under vacuum. The residue was a yellow oil, which is extremely hygro scopic. An element analysis showed the composition to be NPC12(CöH5N)(NSOF)2. By introducing sol vents containing traces of moisture this compound was converted to compound 1. The residue was dissolved in 30 ml of dry acetonitrile and the solution partly evaporated until a precipitate appeared. This was filtered off and the remaining solution evapo rated to dryness. The resulting yellow oil was dissolved in 30 ml of dry chloroform and evaporated until beginning crystallisation. Cooling at -20 °C gave 1 as white crystals. Yield 50.3% (0.61 g = 1.81 mmoles).
As the compound is unstable at room temperature no attempts were made for further purification. 
Reaction of cis-N PC h(N SO C l)i with pyridine
At room temperature C5H5N (2.12 g = 26.80 mmole) was added to a stirred solution of m-NPCl2(NSOCl)2 (1.80 g = 5.79 mmoles) in 60 ml of dry diethylether. A few minutes after the addition a white precipitate wras formed. The reaction mixture was stirred for an additional twenty hours and then evaporated to dryness under vacuum. The residue consisted of a brown-yellowish oil, which became solid after a few minutes. An element analysis showed the composition to be NPCl2 (C5H5N)(NSOCl)2 .
The extremely hygroscopic residue was dissolved in 60 ml of dry acetonitrile and then partly evapo rated until a precipitate appeared. This was filtered
